General methods:
1 H NMR and 13 C NMR spectra were recorded at Bruker Avance 400. Chemical shifts are reported in ppm downfield from CDCl 3 (δ = 7.26 ppm) for 1 H NMR and relative to the central CDCl 3 resonance (δ = 77.0 ppm) for 13 C NMR spectroscopy. Coupling constants are given in Hz. ESI-MS analysis was performed using a Finnigan LCQ DECA ion trap mass spectrometer.
All reagents and solvents were obtained from commercial sources and used without further purification. 3,4-Dihydroisoquinoline imines 1 [1] , dihydro-β-carboline 4 [2] and isatin-derived Morita-Baylis-Hillman (MBH) carbonates 2 [3] [4] [5] were prepared according to reported procedure. Isatin-derived MBH carbonates 2 were prepared according to reported literatures [3] [4] [5] . The yields of compound 2 shown as below are the overall yields for three steps. Compound 3c: A mixture of 3,4-dihydroisoquinoline imine 1c (0.3 mmol, 3 equiv), MBH carbonate 2a (0.1 mmol, 1 equiv) and MeOH (2 mL) was stirred at room temperature for 24 h. Then the reaction mixture was concentrated and the residue was purified by a silica gel flash chromatography (PE/EtOAc = 3:1 to PE/EtOAc/DCM = 6:3:1) giving the product 3c as a white solid (31.8 mg, 60% yield). Then the dr was determined by dissolving the solid in CDCl 3 (6 Compound 3i: A mixture of 3,4-dihydroisoquinoline imine 1a (0.3 mmol, 3 equiv), MBH carbonate 2e (0.1 mmol, 1 equiv) and MeOH (2 mL) was stirred at room temperature for 24 h. Then the reaction mixture was concentrated and the residue was purified by a silica gel flash chromatography (PE/EtOAc/DCM = 6:2:1) giving the product 3i as a white solid (51.6 mg, 92% yield). Then the dr was determined by dissolving the solid in CDCl 3 (4.6:1 dr); (Major diastereomer) 1 Compound 3k: A mixture of 3,4-dihydroisoquinoline imine 1a (0.6 mmol, 3 equiv), MBH carbonate 2g (0.2 mmol, 1 equiv) and MeOH (4 mL) was stirred at room temperature for 24 h. The white precipitate was collected by filtration to give pure major diastereomer 3k (50.0 mg). The filtrate was concentrated and the residue was purified by a silica gel flash chromatography (PE/EtOAc/DCM = 6:2:1) giving the product 3h (mixture of major diastereomer and minor diastereomer) as a white solid (30.0 mg). The yield was caculated by combination of both (80.0 mg, 81%). Then the dr was determined by dissolving the solid in CDCl 3 (10:1, dr); 1 Compound 3o: mixture of 3,4-dihydroisoquinoline imine 1a (0.6 mmol, 3 equiv), MBH carbonate 2k (0.2 mmol, 1 equiv) and MeOH (4 mL) was stirred at room temperature for 24 h. Then the reaction mixture was concentrated and the residue was purified by a silica gel flash chromatography (PE/EtOAc/DCM = 6:3:1) giving the product 3o as a white solid (85.7 mg, 85% yield). Then the dr was determined by dissolving the solid in CDCl 3 (7. Compound 3q: A mixture of 3,4-dihydroisoquinoline imine 1a (0.6 mmol, 3 equiv), MBH carbonate 2m (0.2 mmol, 1 equiv) and MeOH (4 mL) was stirred at room temperature for 24 h. Then the reaction mixture was concentrated and the residue was purified by a silica gel flash chromatography (PE/EtOAc/DCM = 6:3:1) giving the product 3q as a white solid (52.6 mg, 59% yield). Compound 3t: A mixture of 3,4-dihydroisoquinoline imine 1a (0.3 mmol, 3 equiv), MBH carbonate 2p (0.1 mmol, 1 equiv) and MeOH (2 mL) was stirred at room temperature for 24 h. The white precipitate was collected by filtration to give pure major diastereomer 3t (8.0 mg). The filtrate was concentrated and the residue was purified by a silica gel flash chromatography (PE/EtOAc/DCM = 6:2:1) giving the product 3t (mixture of major diastereomer and minor diastereomer) as a white solid (20.0 mg). The yield was caculated by combination of both (28.0 mg, 62% Compound 5a: A mixture of dihydro-β-carboline 4a (0.2 mmol, 2 equiv), MBH carbonates 2a (0.1 mmol, 1 equiv) and MeCN (2 mL) was stirred at 50 o C for 24 h. The reaction mixture was concentrated and the residue was purified by a silica gel flash chromatography (PE/EtOAc = 5:1) giving the product 5a as a yellow solid (54.0 mg, 98% yield). Then the dr was determined by dissolving the solid in CDCl 3 (3.3:1 dr); (Major diastereomer) 1 A mixture of 3,4-dihydroisoquinoline imine 1a (1.35 g, 7.1 mmol, 3 equiv), MBH carbonate 2g (1.00 g, 2.4 mmol, 1 equiv) and MeOH (47 mL) was stirred at room temperature for 24 h. Then the mixture was concentrated and the residue was recrystallized from 40 mL of ethanol to afford compound 3k as white solid (715 mg, 61%, >20:1 dr). 
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